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Calibration curve for authentic sphingosine as OPA derivative. B. Efficiency calculations, a catching efficiency = 86 % (amount captured /amount spiked *100), b releasing efficiency= 81% (amount release/amount captured *100) and c three replicate analysis were performed to obtain total extraction efficiency and the relative standard deviation (RSD) is about 5%. Method limit of detection was 50 nM. 
ESI-MS spectra
Each sample, purified with HPLC, was measured by direct infusion with a time-of-flight (TOF) mass spectrometer (JEOL AccuTOF; Tokyo, Japan). MS analytical condition: Accurate mass spectra were acquired in the m/z 100-2000 range with a spectral recording interval of 1.0 s. For TOF experiments, the RF ion guide peak voltage was set to 2000 V to enable ion transmission of a wide range of species present in serum. The remaining settings for the TOF mass spectrometer were as follows: ring lens, +10 V, orifice 1, +70 V, orifice 2, +5 V, orifice 1 temperature, 80 °C, and detector voltage, 2500 V. TOF mass drift compensation was measured after analysis of each sample using a TFANa_ESI+ 2000 standard in methanol.
ESI-MS spectra of a plausible glutaraldehyde adduct with standard glucosyl-9-methyl sphingadienine S13 ESI-MS spectra of sphingosine OPA derivative obtained from serum sample GARI method.
ESI-MS spectra glucosyl 9-methylsphingadienine OPA derivative obtained from golden oyster mushroom sample GARI method.
